spectrophotometer. The powder X-ray diffraction patterns were recorded by Rigaku Smartlab9KW. The single-crystal X-ray diffraction data of CS-2COOCH3 were collected in XtaLAB SuperNova X-ray diffractometer. Fluorescence quantum yields and lifetimes were determined with FLS980 spectrometer.
The Gaussian 09 program was utilized to perform the TD-DFT calculations. The ground state (S0) geometries were obtained from the single crystal structure and no further geometry optimization was conducted in order to maintain the specific molecular configurations and corresponding intermolecular locations. The natural transition orbit (NTO) of T1 state and HOMO/LUMO of CS-2COOCH3 were evaluated by the TD-b3lyp/6-31g*. 
Figure S5
The normalized excitation spectra of CS-2COOCH3 in THF solution and crystal states.
Figure S6
The computed XRD data (as derived from X-ray crystallography) and powder X-ray diffraction (PXRD) of CS-2COOCH3 in crystal and ground states. Inset: the photo of CS-2COOCH3 before and after turning off the 365 nm UV-irradiation, in which the CS-2COOCH3 crystal is RTP active while the ground one is RTP non-active. (2) b=19.9408 (7) c=14.2683 (4) a=5.76005 (7) b=15.96476 (18) 
Figure S10
The HOMO and LUMO electron cloud distributions of CS-2COOCH3 in monomer and dimer. The radiation rate and non-radiation rate were estimated by the two equations below: ΦF ≈ kr/(kr + knr); τF ≈ 1/(kr + knr)
Figure S11
The 1 H NMR spectrum of CzS-2COOCH3.
Figure S12
The 13 C NMR spectrum of CzS-2COOCH3.
Figure S13
The HRMS spectrum of CzS-2COOCH3. 
Figure S15
The 1 H NMR spectrum of CS-2COOCH3.
Figure S16
The 13 C NMR spectrum of CS-2COOCH3.
Figure S17
The HRMS spectrum of CS-2COOCH3.
Figure S18
The HPLC spectrum of CS-2COOCH3. 
